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Description
TECHNICAL FIELD

[0001] The present invention relates to a method for
treatment lithium ion battery scrap. More particularly, the
present invention proposes a technique that can be ef-
fectively used for recovering valuable metals from lithium
ion battery scrap.

BACKGROUND ART

[0002] Lithium ion batteries used in various industrial
fields including various electronic devices employ lithium
metal salts containing manganese, nickel and cobalt as
positive electrode active materials. Recently, with an in-
creased amount of lithium ion batteries to be used and
expansion of the range of use, an amount of the lithium
ion batteries to be discarded has been increased due to
expired product life of the batteries and defects in the
manufacturing processes.

Under such circumstances, there is a need for easily re-
covering expensive elements such as nickel and cobalt
as stated above from a large amount of lithium ion battery
scrap discarded, with a relatively low cost in order to re-
use the elements.

[0003] In order to process the lithium ion battery scrap
for recovering the valuable metals, the lithium ion battery
scrap in the form of powder or particle obtained through
each step such as calcination, crushing and sieving as
required arefirstly acid-leached using hydrogen peroxide
water, and lithium, nickel, cobalt, manganese, iron, cop-
per, aluminum or the like that can be contained therein
are dissolved in an acidic solution to obtain a leached
solution.

[0004] The leached solution is then subjected to a sol-
vent extraction method to sequentially separate respec-
tive metal elements. In this case, the leached solution is
sequentially subjected to a plurality of stages of solvent
extraction or neutralization depending on the metals to
be separated and each solution obtained in each stage
is subjected to back extracting, electrolysis, carboniza-
tion or other treatments, in order to separate each metal
leached in the leached solution. More particularly, the
respective valuable metals can be recovered by firstly
recovering iron and aluminum, subsequently recovering
manganese and copper, then cobalt, and then nickel,
and finally leaving lithium in the aqueous phase.

[0005] Forsuch prior arts, Patent Document 1 disclos-
es a method for recovering nickel from an aqueous sul-
furic acid solution containing nickel and cobalt, and im-
purity elements such as iron, aluminum and manganese,
the method comprising: removing iron and aluminum
from the aqueous sulfuric acid solution by an oxidation
neutralization treatment, then separating and recovering
a mixed hydroxide containing nickel and cobalt by a neu-
tralization treatment, and then obtaining back extraction
solutions each containing cobalt and nickel by a solvent
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extraction treatment from a concentrate obtained by dis-
solving the mixed hydroxide.

[0006] Further, Patent Document 2 discloses that an
aqueous metal mixed solution containing a metal group
A consisting of lithium, manganese, nickel and cobalt;
and a metal group B consisting of copper, aluminum and
iron are sequentially subjected to solvent extraction proc-
esses under certain conditions to recover each metal.
[0007] InJP2014162982A a method of separating and
recovering metal from a metal mixed solution is de-
scribed. This separation recovery method comprises a
primary extraction of separating mainly iron, aluminum
and copper by using an extraction agent consisting of a
mixture of a phosphonic ester type extraction agent and
a carboxylic acid type extraction agent. It furthermore
comprises a secondary extraction of separating mainly
manganese, copper and aluminum by using an extraction
agent consisting of a mixture of a phosphoric ester type
extraction agent and an oxime-based extraction agent,
a tertiary extraction of separating cobalt from the extrac-
tion residue of the secondary extraction by using a phos-
phonic ester type extraction agent and a quaternary ex-
traction of separating nickel from the extraction residue
of the tertiary extraction by using a carboxylic acid type
extraction agent, carried out in this order.

[0008] JP2016037661A describes a method for recov-
ering valuable metal. There is provided a method for re-
covering valuable metals, from a waste battery or a proc-
ess scrap including valuable metal of at least one kind
of cobalt or nickel.

[0009] Further, JP2013076112A describes a method
for separating iron and aluminum, in which iron and alu-
minum are separated at satisfactory treatment efficiency
from a solution includingiron, aluminum and manganese,
and also, the other metal is efficiently recovered.

CITATION LIST
Patent Literatures
[0010]

Patent Document 1: Japanese Patent Application
Publication No. 2010-180439 A

Patent Document 2: Japanese Patent No. 5706457
B

SUMMARY OF INVENTION
Technical Problem

[0011] Foreach step of recovering metals from the lith-
ium ion battery scrap as described above, a number of
techniques related to individual methods, partial step or-
der and the like have been conventionally proposed.
However, it is difficult to say that a series of processes,
in particular from the leaching step to the recovery step,
which can recover various metals at a sufficiently high
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recovery rate with a low cost, has been established.
[0012] The presentinvention has been made to solve
such problems. An object of the present invention is to
provide a method for treating lithium ion battery scrap,
which can be effectively used in a series of processes
including, in particular a leaching step to a recovery step
of each metal, which will be carried out for recovering
valuable metals from lithium ion battery scrap.

Solution to Problem

[0013] The present invention relates to a method for
treating lithium ion battery scrap containing Li, Ni, Co,
Mn, Al, Cu and Fe, the method comprising carrying out
a calcination step, a crushing step and a sieving step in
this order, and after the steps, the method comprising: a
leaching step of leaching the lithium ion battery scrap by
adding it to an acidic solution to leave at least a part of
Cu as a solid; a Fe/Al removal step comprising allowing
a leached solution obtained in the leaching step to pass
through a Fe removal process for separating and remov-
ing Fe by addition of an oxidizing agentand an Alremoval
process for separating and removing a part of Al by neu-
tralization in any order; an Al/Mn extraction step of ex-
tracting and removing a residue of Al and Mn from a sep-
arated solution obtained in the Fe/Al removal step by
solvent extraction; a Co recovery step of extracting and
back-extracting Co from a first extracted solution ob-
tained in the Al/Mn extraction step by solvent extraction
and recovering the Co by electrolytic winning; a Ni re-
covery step of extracting and back-extracting, by solvent
extraction, a part of Ni from a second extracted solution
obtained by the solvent extraction in the Co recovery step
and recovering the Ni by electrolytic winning; a Li con-
centration step of extracting and back-extracting, by sol-
vent extraction, a residue of Ni and Li from a third ex-
tracted solution obtained by the solvent extraction in the
Ni recovery step and repeating the operations of the ex-
tracting and the back-extracting to concentrate Li; and a
Li recovery step of carbonating Li in a Li concentrated
solution obtained in the Li concentration step to recover
the Li as lithium carbonate.

[0014] In this case, it is preferable that in the solvent
extraction in the Ni recovery step, a carboxylic acid-
based extracting agent is used for the second extracted
solution.

[0015] In this case, itis preferable to further comprise
a neutralization step of neutralizing the Li concentrated
solution obtained in the Li concentration step and recov-
ering a residue of the Ni, prior to the Li recovery step.
Preferably, in the neutralization step, a pH of the Li con-
centrated solution is within a range of from 10 to 13.
[0016] Also, the presentinvention relates to a method
for treating lithium ion battery scrap that contains Li, Co,
Al, Cu and Fe and does not contain Ni, the method com-
prising carrying out a calcination step, a crushing step
and a sieving step in this order, and after the steps, the
method comprising: a leaching step of leaching the lith-
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ium ion battery scrap by adding it to an acidic solution to
leave at least a part of Cu as a solid; a Fe/Al removal
step comprising allowing a leached solution obtained in
the leaching step to pass through a Fe removal process
for separating and removing Fe by addition ofan oxidizing
agent and an Al removal process for separating and re-
moving a part of Al by neutralization in any order; an
Al/Mn extraction step of extracting a residue of Al and
Mn from a separated solution obtained in the Fe/Al re-
moval step by solvent extraction; a Co recovery step of
extracting and back-extracting Co from a first extracted
solution obtained in the Al/Mn extraction step by solvent
extraction and recovering the Co by electrolytic winning;
aLi concentration step of extracting and back-extracting,
by solvent extraction, Li from a second extracted solution
obtained by the solvent extraction in the Co recovery step
and repeating the operations of the extracting and the
back-extracting to concentrate Li; and a Li recovery step
of carbonating Li in a Li concentrated solution obtained
in the Li concentration step to recover the Li as lithium
carbonate.

[0017] The oxidizing agent used in the Fe removal
process in the Fe/Al step may contain Mn.

[0018] Itis preferablethatin the leaching step, the acid-
ic solution has a pH of from 0 to 2 and an oxidation-
reduction potential (ORPvsAg/AgCl) of from -500 mV to
0mV.

[0019] The Feremoval process in the Fe/Al step com-
prises adjusting a pH within a range of from 3.0 to 4.0,
and the Al removal process comprising adjusting a pH
within a range of from 4.0 to 6.0.

[0020] Itis preferable thatin the Al/Mn extraction step,
an extracting agent comprising a phosphate ester-based
extracting agent and an oxime-based extracting agent is
used for the separated solution.

[0021] It is preferable that in the solvent extraction in
the Co recovery step, a phosphonate ester-based ex-
tracting agent is used for the first extracted solution.
[0022] It is preferable that in the solvent extraction in
the Li concentration step, an extracting agent comprising
2-ethylhexyl 2-ethylhexylphosphonate or di-2-ethylhex-
ylphosphoric acid is used.

[0023] Itis preferable that in the Li recovery step, the
carbonating of Li is carried out by adding a carbonate
salt to or blowing a carbon dioxide gas into the Li con-
centrated solution.

[0024] Also, itis preferable that in the Li recovery step,
the lithium carbonate is subjected to repulp washing and
the carbon dioxide gas is blown, and impurities are then
removed by solid-liquid separation to purity the lithium
carbonate.

Advantageous Effects of Invention

[0025] According to the method for treating lithium ion
battery scrap of the present invention, valuable metals
can be effectively recovered from the lithium ion battery
scrap by carrying out the defined steps as described.
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BRIEF DESCRIPTION OF DRAWINGS

[0026] FIG. 1isaflowchartshowing a method for treat-
ing lithium ion battery scrap according to one embodi-
ment of the present invention.

DESCRIPTION OF THE PREFERRED EMBODIMENTS

[0027] Hereinafter, embodiments of the presentinven-
tion will be described in detail below.

[0028] In the method for treating lithium ion battery
scrap according to an embodiment of the present inven-
tion, as illustrated in FIG. 1, the lithium ion battery scrap
is subjected to a calcination step, a crushing step, a siev-
ing step, a leaching step, a Fe/Al removal step, an Al/Mn
extraction step, a Co recovery step, a Ni recovery proc-
ess, a Li concentration step, a neutralization step and a
Li recovery step in this order. However, although details
will be described later, the Ni recovery step and the neu-
tralization step may be omitted.

[0029] Especially herein, a series of processes from
the leaching step to the Li recovery step is important,
where a predetermined metal is separated or recovered
in each step. This can allow higher recovery rates of met-
als to be recovered and reduction of processing cost to
be achieved.

(Lithium lon Battery Scrap)

[0030] Lithium ion battery scrap targeted by this inven-
tion is lithium ion batteries that can be used in mobile
phones and other various electronic devices and have
been discarded due to expired battery product life, pro-
duction defects or other reasons. It is preferable to re-
cover metals from such lithium ion battery scrap in terms
of effective utilization of resources.

[0031] Here, the presentinvention is directed to lithium
ion battery scrap containing at least Li, Co, Al, Cu, and
Fe. Further, the lithium ion battery scrap may contain at
least one of Ni and Mn. In an embodiment of the present
invention, the lithium ion battery scrap generally contains
from 1.0% to 2.5% by mass of Li; from 0.1% to 15.0% by
mass of Ni; from 0.1% to 15.0% by mass of Co; from
0.1% to 15.0% by mass of Mn: from 5.0% to 20.0% by
mass of Al; from 5.0% to 20.0% by mass of Cu; from
1.0% to 10.0% by mass of Fe.

[0032] Li, Ni, Co,and Mnin the lithiumion battery scrap
are often contained as positive electrode active materials
made of a single metal oxide of one or more of those
elements or a composite metal oxide of two or more of
those metals.

[0033] Alin the lithium ion battery scrap is usually con-
tained as a housing that is an outer casing enclosing the
periphery of the lithium ion battery scrap, or as an alumi-
num foil (positive electrode substrate) to which a positive
electrode active material is applied and fixed by polyvi-
nylidene fluoride (PVDF) or other organic binders, for ex-
ample. Among these, examples of the housing include
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those made of only Al, and those containing Al and Fe,
or aluminum laminate, or the like.

[0034] Further, Cu and Fe in the lithium ion battery
scrap may be contained in negative electrode materials
and the like.

[0035] Furthermore, the lithium ion battery scrap gen-
erally contains an electrolytic solution in the housing. For
example, ethylene carbonate, diethyl carbonate, or the
like may be used as the electrolytic solution.

(Calcination Step)

[0036] In the calcination step, the lithium ion battery
scrap is heated. The calcination step is generally carried
out for the purposes of increasing a temperature of the
lithium ion battery scrap, removing the internal electro-
lytic solutions to render them harmless, and also decom-
posing the binder that binds the aluminum foils to the
positive electrode active materials to facilitate separation
of the aluminum foils from the positive electrode active
materials during crushing and sieving and increase a re-
covery rate of the positive electrode active materials re-
covered under the sieve, and further changing a metal
such as Co contained in the lithium ion battery scrap to
a form of the metal which can be easily dissolved in the
leaching with an acid, and the like.

[0037] In the calcination step, the lithium ion battery
scrap can be heated in a temperature range of from 450
°C to 650 °C for 20 minutes to 120 minutes such that
aluminum having a melting point of 660 °C is not melted.
By this way, a lithium metal salt in the positive electrode
material (LiCoO,, for Co-based material) is decomposed,
and a large amount of cobalt can be in the form of cobalt
oxide (CoQ) or simple substance cobalt which will be
easily leached with an acid. Also, nickel may be changed
from LiNiO, to simple substance nickel, and manganese
may be changed from LiMnO, and LiMn,O,4 to simple
substance manganese.

[0038] The calcination step can be carried out by using
various heating equipment such as a rotary kiln furnace
or other various furnaces, and a furnace for heating in
an air atmosphere.

(Crushing Step)

[0039] After heating the lithium ion battery scrap in the
calcination step, a crushing step of removing positive
electrode materials and negative electrode materials
from the housing is carried out.

[0040] The crushing step is carried out to selectively
separate the positive electrode active materials from the
aluminum foils to which the positive electrode active ma-
terials are applied, while destroying the housing of the
lithium ion battery scrap.

[0041] Various known apparatuses or devices can be
used herein. In particular, itis preferable to use animpact-
type crusher that can crush lithium ion battery scrap by
applying an impact while cutting. Examples of the impact-
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type crusher include a sample mill, a hammer mill, a pin
mill, a wing mill, a tornado mill, and a hammer crusher.
It should be noted that a screen can be installed at an
exit of the crusher, whereby the lithium ion battery scrap
is discharged from the crusher through the screen when
crushed to a size that can pass through the screen.

(Sieving Step)

[0042] After crushing the lithium ion battery scrap in
the crushing step, the lithium ion battery scrap is sieved
using a sieve having an appropriate opening, for exam-
ple, for the purpose of removing Al powder. Thus, Al or
Cu remains on the sieve, and powdered or particulate
lithium ion battery scrap from which Al or Cu has been
removed to some extent can be obtained below the sieve.

(Leaching Step)

[0043] Intheleachingstep, the powdered or particulate
lithium ion battery scrap obtained as described above is
added to an acidic solution such as sulfuric acid and
leached therein.

[0044] Here, since the Co component in the battery
powder is effectively changed to cobalt oxide (CoO) and
simple substance cobalt by the above calcination step,
the Co component can be easily dissolved in the acidic
solution.

[0045] On the other hand, while metals such as Co, Ni,
Mn, Fe, and Al remain as solids in the acidic solution,
especially while all of these metals are completely dis-
solved, an increase in a leaching rate of Cu will be sup-
pressed. Itis believed that this would be because Co, Ni,
Mn, Fe, Al, and the like are base metals having a lower
standard oxidation-reduction potential than that of Cu,
so that dissolution reaction of Co or the like proceeds
prior to Cu contained in lithium ion battery scrap, and Cu
that have already been dissolved in the acidic solution is
precipitated. That is, while the single substance metal
remains as a solid in the acidic leaching solution, the
oxidation-reduction potential (silver/silver chloride poten-
tial reference) is maintained at a lower level to suppress
an increase in the leaching rate of Cu.

[0046] In particular, it is preferable to adjust the com-
ponents in the lithium ion battery scrap or other conditions
such that the oxidation-reduction potential (ORP value,
silver/silver chloride potential reference) of the acidic
leaching solution during leaching is 0 mV or less. This is
because the leaching rate of Cu begins to increase as
the oxidation-reduction potential exceeds 0 mV. In terms
of effectively suppressing the leaching rate of Cu, the
oxidation-reduction potential is more preferably -100 mV
or less.

[0047] In the leaching step, a pH of the acidic solution
is gradually increased such that Co, Ni, and the like are
dissolved but Cu is not dissolved. More specifically, the
pH of the acidic solution during leaching can be from 0
to 2.0. If the pH at this time is too high, the leaching rate
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of Co and Ni may not be sufficient. On the other hand, if
the pH is too low, the leaching of metallic Co, Ni, Al, and
the like proceeds rapidly, resulting in leaching out of Cu,
and cost may increase due to pH adjustment when pH
needs to be increased in a subsequent step.

[0048] In the leaching step, a leaching time from addi-
tion of the lithium ion battery scrap to the acidic solution
to the end of leaching is preferably from 0.5 to 10 hours.
If the reaction time is too short, Co or Ni to be dissolved
may not be sufficiently dissolved. On the other hand, if
the leaching time is too long, the dissolution of Co or the
like may be completed and the dissolution of Cu may
begin. A more preferable range of the leaching time is
from 1 hour to 5 hours, more preferably from 1 hour to 3
hours.

[0049] By leaching as described above, the leaching
rate of Cu in the leached solution at the end of leaching
is preferably 1% or less. In particularly, it is preferable
that no Cu is leached in the leached solution, and the
leaching rate of Cu is 0%.

(Fe/Al Removal Step)

[0050] The leached solution obtained in the leaching
step is subjected to a Fe/Al removal step including a Fe
removal process and a Al removal process, thereby pro-
viding a separated solution in which Fe and a part of Al
have been separated and removed. In the Fe/Al removal
step, the Fe removal process can be carried out before
the Al removal process, or the Al removal process can
be carried out before the Fe removal process. That is,
the Fe removal process and the Al removal process may
be carried out in any order.

[0051] In the Fe removal process, an oxidizing agent
is added to the leached solution to precipitate Fe in the
leached solution, and the Fe is removed by subsequent
solid-liquid separation.

[0052] In the Fe removal process, Fe is oxidized from
a divalent one to a trivalent one by the addition of the
oxidizing agent, and the trivalent Fe is precipitated as an
oxide (hydroxide) at a lower pH than that of the divalent
Fe. Therefore, the adjustment to a lower pH can lead to
precipitation of Fe. Fe is often precipitated as a solid such
as iron hydroxide (Fe(OH)3). A greatly increase in the pH
will lead to precipitation of Co. However, in the Fe removal
process, Fe can be precipitated without significantly in-
creasing the pH, so that the precipitation of Co at this
time can be effectively suppressed.

[0053] In Fe removal process, if the pH is too low, Fe
cannot be sufficiently precipitated. On the other hand, if
the pH is too high, other metals such as Co are also
precipitated. From the point of view, the pH during the
Fe removal process is preferably from 3.0 to 4.0, more
preferably from 3.0 to 3.5.

[0054] An oxidation-reduction potential (ORPvsAg/Ag-
Cl) or an ORP value in the Fe removal process is pref-
erably from 500 mV to 1400 mV, and more preferably
from 700 mV to 1200 mV, when the Fe removal process
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is carried out before the Al removal process. On the other
hand, when the Fe removal process is carried out after
the Al removal process, it is preferably from 300 mV to
900 mV, and more preferably from 500 mV to 700 mV.
If the ORP value at this time is too high, Co may be ox-
idized and precipitated as an oxide. On the other hand,
if the ORP value is too low, Fe may not be oxidized.
[0055] The oxidizing agent to be added in the Fe re-
moval process is not particularly limited as long as it can
oxidize Fe, and is preferably manganese dioxide, a pos-
itive electrode active material, and/or a manganese-con-
taining leached residue obtained by leaching the positive
electrode active material. These can effectively oxidize
Fe. The manganese-containing leached residue ob-
tained by leaching the positive electrode active material
with an acid or the like may contain manganese dioxide.
When the positive electrode active material described
above is used as the oxidizing agent, it causes precipi-
tation reaction in which Mn dissolved in the leached so-
lution will be converted to manganese dioxide, so that
the precipitated Mn may be removed together with Fe.
The oxidizing agent preferably contains Mn.

[0056] Further, in the Fe removal process, an alkali
such as sodium hydroxide, sodium carbonate, and am-
monia can be added to adjust the pH to the range as
defined above.

[0057] Inthe Al removal process, the pH is neutralized
such that it is increased within the range of from 4.0 to
6.0, to precipitate Al, and the Al is then removed by solid-
liquid separation.

[0058] In the Al removal process, if the pH is too low,
Al cannot be sufficiently precipitated. On the other hand,
if the pH is too high, other metals such as Co are also
precipitated. From the viewpoint, the pH in the Alremoval
process is from 4.0 to 6.0, and preferably from 4.5 to 5.0.
[0059] Inthe Alremoval process, for example, an alkali
such as sodium hydroxide, sodium carbonate, and am-
monia can be added to increase the pH within the range
as defined above.

[0060] In the Al removal process, the ORP value (OR-
PvsAg/AgCl) is from -500 mV to 100 mV, and preferably
from -400 mV to 0 mV. If the ORP value at this time is
too high, Co may be precipitated as tricobalt tetroxide
(Co30,). On the other hand, if the ORP value is too low,
itis concerned that Co is reduced into a single substance
metal (Co metal) and precipitated.

[0061] Inthe Al removal process, the solution temper-
ature is preferably from 50 °C to 90 °C, and more pref-
erably from 60 °C to 90 °C. That is, if the solution tem-
perature is less than 50 °C, there is a concern that the
reactivity may be deteriorated, and if it is higher than 90
°C, an apparatus capable of withstanding high tempera-
ture is required, as well as it is not preferable in terms of
safety.

[0062] Here, when the Al removal process and the Fe
removal process are carried out in this order, Cu remain-
ing as a solid without being dissolved in the leaching step
and carbon that can be contained in the lithium ion battery
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scrap may also be separable by solid-liquid separation
in the Al removal process. Therefore, in this case, for
example, the solid-liquid separation for removing Cu
alone immediately after the leaching step can be omitted
to achieve improvement of a processing efficiency and
reduction of cost.

[0063] A molarratio ofLito Al (Li/Alratio) in the leached
solution obtained in the above leaching step is preferably
1.1 or more in terms of improving filterability of the pre-
cipitate in the Al removal process. In this case, Al con-
tained in the precipitate in the Al removal process gen-
erates gel-like Al(OH),, as well as composite oxides and
composite hydroxides such as crystalline LiAIO, and
LiAl,(OH);, which have forms close to powder. The pre-
cipitate is easily filtered during solid-liquid separation, so
that the time required for filtration during the solid-liquid
separation in the Al removal process can be shortened.
[0064] Inthe Al removal process, a part of Al contained
in the leached solution is typically removed. Here, if all
Al is to be removed, Co and Ni are also removed by co-
precipitation, resulting in loss. Therefore, a condition for
removing all Al is not intended. Thus, the residue of the
Al will remain in a dissolved state in the separated solu-
tion. The residue of Al can be removed in the next Al/Mn
extraction step. An Al concentration of the separated so-
lution is generally from 0.1 g/L to 1.0 g/L, typically from
0.3g/Lto 0.8 g/L.

(Al/Mn Extraction Step)

[0065] After the Fe/Al removal step, solvent extraction
is carried out to extract the residue of Al and Mn from the
separated solution obtained by that step. Here, the res-
idue of Al and Mn are extracted to obtain a first extracted
solution as an extraction residual liquid (an aqueous
phase) from which those metals have been removed.
Even if the lithium ion battery scrap does not contain Mn,
the oxidizing agent added during the Fe removal process
in the above Fe/Al removal step often contains Mn. Ac-
cordingly, the separated solution may contain Mn.
[0066] More specifically, itis preferable to use a mixed
extracting agent containing a phosphate ester-based ex-
tracting agent and an oxime-based extracting agent for
the separated solution.

[0067] Here, examples of the phosphate ester-based
extracting agent include di-2-ethylhexylphosphoric acid
(trade name: D2EHPA or DP8R). The oxime-based ex-
tracting agent is preferably aldoxime or based on aldox-
ime. Specific examples include 2-hydroxy-5-nonylace-
tophenone oxime (trade name: LIX84), 5-dodecyl salicy-
laldoxime (trade name: LIX860), a mixture of LIX84 and
LIX860 (trade name: LIX984), 5-nonyl salicylaldoxime
(trade name: ACORGAM5640) and the like, among
which 5-nonyl salicylaldoxime is preferable in terms of
price and the like.

[0068] In the solvent extraction in the Al/Mn extraction
step, the pH is preferably from 2.5 to 4.0, and more pref-
erably from 2.8 to 3.3.
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(Co Recovery Step)

[0069] Thefirstextracted solution obtainedinthe Al/Mn
extraction step mainly contains Li and Co, and optionally
Ni. The first extracted solution is subjected to solvent
extraction using preferably a phosphonate ester-based
extracting agent, and Co is extracted from the extraction
residual liquid (a second extracted solution) into a sol-
vent.

[0070] As the phosphonate ester-based extracting
agent, 2-ethylhexyl 2-ethylhexylphosphonate (trade
name: PC-88A, lonquest 801) is preferable in terms of
separation efficiency of nickel and cobalt.

[0071] Inthe solventextractioninthe Corecovery step,
the pH is preferably from 4.5 to 5.5, and more preferably
from 4.8 t0 5.2.

[0072] The extracting agent (an organic phase) con-
taining Co after the solvent extraction can be subjected
to back extraction. Co moved towards the aqueous phase
side by back extraction is recovered by electrolytic win-
ning.

(Ni Recovery Step)

[0073] If the lithium ion battery scrap contains Ni, after
the Co recovery step the second extracted solution ob-
tained by the solvent extraction is subjected to solvent
extraction preferably using a carboxylic acid-based ex-
tracting to separate Ni from the extraction residual liquid
(a third extracted solution). Examples of the carboxylic
acid-based extracting agent include neodecanoic acid,
naphthenic acid, and the like. Among them, neodecanoic
acid is preferred for the reason of the ability to extract Ni.
The extracting agent (an organic phase) containing Ni
after the solvent extraction can be subjected to back ex-
traction. Ni moved towards the aqueous phase side is
recovered by electrolytic winning.

[0074] However, in the solvent extraction in the Ni re-
covery step, if Ni is to be completely extracted, then it is
necessary to increase the pH to a higher value such as
7.5 or more. Therefore, in the Ni recovery step, only a
part of Ni should be extracted without extracting Ni com-
pletely, so that the third extracted solution will contain Ni
remaining without being extracted, in an amount of, for
example from 0.001 g/L to 0.2 g/L, and typically 0.01 g/L
to 0.05 g/L.

[0075] Inthe solvent extraction in the Ni recovery step,
the pH is preferably from 6.0 to 8.0, and more preferably
from 6.8 to 7.2.

[0076] Whenthelithiumion battery scrap does notcon-
tain Ni, the Nirecovery step can be omitted, although not
shown.

(Li Concentration Step)
[0077] When the lithium ion battery scrap contains Ni

and the above Ni recovery step is carried out, a residue
of Ni and Li are extracted and back-extracted from the
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third extracted solution obtained by the solvent extraction
in the Ni recovery step, and the operations of the extrac-
tion and the back extraction are repeated to concentrate
Li. On the other hand, when the lithium ion battery scrap
does not contain Ni and the Ni recovery step is omitted,
after the Co recovery step, Li is extracted and back-ex-
tracted from the second extracted solution obtained by
the solvent extraction, and the operations of the extrac-
tion and back extraction can be repeated to concentrate
Li. Thus, a Li concentrated solution is obtained.

[0078] An extracting agent used in the Li concentration
preferably contains 2-ethylhexyl 2-ethylhexylphospho-
nate or di-2-ethylhexylphosphoric acid.

[0079] Here, the organic phase from which Lihas been
extracted is back-extracted, and the repeating of the ex-
traction and the back extraction can increase a Li con-
centration in the back-extracted solution to concentrate
Li.

[0080] Preferably, the extraction and the back extrac-
tion are repeated until the Li concentration in the Li con-
centrated solution is 5.0 g/L or more, particularly 10.0 g/L
or more. By increasing the Li concentrated solution to
such a level, high quality lithium carbonate can be ob-
tained after a Li recovery step as described later.

(Neutralization Step)

[0081] When the lithium ion battery scrap contains Ni
and the Ni recovery step is carried out, Ni remaining in
the third extracted solution is extracted and back-extract-
ed with Li in the Li concentration step described above,
so that Niwill be contained in the Liconcentrated solution.
In this case, a neutralization step can be carried out prior
to the Li recovery step in order to separate Ni from the
Li concentrated solution. Ni contained in the third extract-
ed solution is concentrated together with lithium ions in
the solvent extraction step. Therefore, the Ni concentra-
tion in the Li concentrated solution is, for example, from
200 mg/L to 5000 mg/L, and typically from 500 mg/L to
3000 mg/L.

[0082] In the neutralization step, the Li concentrated
solution is neutralized by adding an alkali to the acidic Li
concentrated solution to recover Ni as a solid. Examples
of the alkali at this time include sodium hydroxide, calcium
hydroxide, and the like. A pH of the Li concentrated so-
lution obtained in the above Li concentration step is, for
example, from 0.5 to 1.5. In the neutralization step, the
pH is preferably adjusted to 10 to 13 by adding the alkali
to the Li concentrated solution. In the neutralization step,
the solution temperature can be an ordinary temperature,
and stirring can be carried out at a predetermined speed
and time after the addition of the alkali. Thus, the Ni con-
centration in the Li concentrated solution can be reduced
to about 10 mg/L or less.

[0083] However, when the lithium ion battery scrap
does not contain Ni, the Ni recovery step as well as the
neutralization step can be omitted.
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(Li Recovery Step)

[0084] After the Li concentration step or the neutrali-
zation step, the Li concentrated solution is subjected to
a Li recovery step to recover lithium contained in that
solution. Here, Li in the Li concentrated solution are re-
covered as lithium carbonate by adding a carbonate salt
to or blowing a carbon dioxide gas into the Li concentrat-
ed solution.

[0085] After the addition of the carbonate salt or the
blowing of the carbon dioxide gas, the solution is main-
tained, for example at a solution temperature in a range
of from 20 °C to 50 °C for a certain period of time, with
optionally stirring.

[0086] Examples of the carbonate salt added to the Li
concentrated solution include sodium carbonate, ammo-
nium carbonate and the like, preferably sodium carbon-
ate in the terms of a recovery rate. An amount of the
carbonate salt added can be, for example, from 1.0 to
1.7 times, preferably from 1.2 to 1.5 times the Li molar
amount. The amount of the carbon dioxide gas added
can be, for example, from 1.0 to 1.7 times, preferably
from 1.2 to 1.5 times the Li molar amount.

[0087] When the carbonate salt is added, the carbon-
ate salt in the form of solid is preferably added to the Li
concentrated solution, without dissolving the carbonate
in water or the like. This is because when the carbonate
salt is dissolved and added as a solution, an amount of
the solution will be increased by the added amount, so
that an amount of lithium carbonate dissolved is in-
creased, which causes loss of Li.

[0088] A pH of the Li concentrated solution during car-
bonation is preferably relatively high such as 10 to 13. If
the carbonate salt is added in a state where the pH is
lower, it will be lost as a carbon dioxide gas, so there is
a concern that a reaction efficiency may be reduced. For
example, by adding the alkali in the neutralization step
as described above, the pH of the neutralized solution
could be adjusted to the above range.

[0089] Li quality of lithium carbonate thus obtained is
preferably 17% or more, more preferably 18% or more.
[0090] When the Liquality of lithium carbonate is lower
than a predetermined value, lithium carbonate can be
purified to obtain higher quality lithium carbonate.
[0091] Specifically, the purification of lithium carbonate
is carried out by subjecting crude lithium carbonate ob-
tained such as by adding the carbonate salt to the Li
concentrated solution to repulp washing, and blowing a
carbon dioxide gas into the solution to dissolve carbonic
acid in the solution, and then separating the lithium hy-
drogen carbonate solution from Ca, Mg and the like by
solid-liquid separation. Subsequently, deoxidization and
concentration are carried out, and purified lithium car-
bonate is then separated from a filtrate by solid-liquid
separation. When the quality of soluble impurities such
as Na in the purified lithium carbonate is high, further
washing can be carried out.
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EXAMPLES

[0092] The method for treating lithium ion battery scrap
according to the present invention was experimentally
conducted and its effects were confirmed as described
below. However, the description herein is merely for the
purpose of illustration and is not intended to be limited
thereto.

[0093] As an Example, lithium ion battery scrap con-
taining 3.5% by mass of Li; 1.7% by mass of Ni; 27.1%
by mass of Co; 1.1% by mass of Mn; 5.4% by mass of
Al; 3.8% by mass of Cu; and 0.3% by mass of Fe was
subjected to a test carrying out the calcination step,
crushing step, sieving step, leaching step, Fe/Al removal
step, Al/Mn extraction step, Corecovery step, Nirecovery
step, Li concentration step, neutralization step and Li re-
covery process in this order.

[0094] Here, in the Li concentration step, the solvent
extraction was carried out using 2-ethylhexyl 2-ethylhex-
ylphosphonate as an extracting agent. The pH during the
solvent extraction was 6.0. The resulting solvent was
then mixed with a back extracting agent containing sul-
furic acid having an acid concentration of 1.5 g/L and a
pH of 1.5 and stirred to carry out back extraction. These
extractions and back extractions were repeated to obtain
a Li concentrated solution. The Li concentration in the Li
concentrated solution was 10.0 g/L, and the Ni concen-
tration was 1.0 g/L. The Li quality of lithium carbonate
obtained in the Li recovery step was measured and the
Li recovery rate was determined from the Li quality. As
a result, the Li recovery rate was 14.7%.

[0095] As Comparative Example, a test that was the
same as that of Example was conducted with the excep-
tion that the Li concentration step was not carried out,
and the extracted solution after the Ni recovery step was
subjected to the Li recovery step. In this case, although
Li was recovered, the Li recovery rate was 5% or less.
[0096] From the above Example and Comparative Ex-
ample, it was found that the Li recovery rate could be
significantlyimproved by carrying outthe Liconcentration
step.

Claims

1. A method for treating lithium ion battery scrap con-
taining Li, Ni, Co, Mn, Al, Cu and Fe, the method
comprising carrying out a calcination step, a crushing
step and a sieving step in this order, and after the
steps, the method comprising:

aleaching step of leaching the lithium ion battery
scrap by adding it to an acidic solution to leave
at least a part of Cu as a solid;

a Fe/Al removal step comprising allowing a
leached solution obtained in the leaching step
to pass through a Fe removal process for sep-
arating and removing Fe by addition of an oxi-
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dizing agent and an Al removal process for sep-
arating and removing a part of Al by neutraliza-
tion in any order; wherein the pH in the Fe re-
moval process is from 3.0 to 4.0; wherein in the
Al removal process the pHis from 4.0t0 6.0 and
an oxidation-reduction potential, ORP vs Ag/Ag-
Cl, is from - 500mV to 100mV; and wherein
when the Fe removal process is carried out be-
fore the Al removal process, an oxidation-reduc-
tion potential, ORP vs Ag/AgCl, is from 500mV
to 1400mV, or;

when the Fe removal process is carried out after
the Al removal process, an oxidation-reduction
potential, ORP vs Ag/AgCl, is from 300mV to
900mV;

an Al/Mn extraction step of extracting and re-
moving aresidue of Aland Mn from a separated
solution obtained in the Fe/Al removal step by
solvent extraction;

a Co recovery step of extracting and back-ex-
tracting Co from a first extracted solution ob-
tained in the Al/Mn extraction step by solvent
extraction and recovering the Co by electrolytic
winning;

a Ni recovery step of extracting and back-ex-
tracting, by solvent extraction, a part of Ni from
a second extracted solution obtained by the sol-
vent extraction in the Co recovery step and re-
covering the Ni by electrolytic winning;

a Li concentration step of extracting and back-
extracting, by solvent extraction, a residue of Ni
and Li from a third extracted solution obtained
by the solvent extraction in the Ni recovery step
and repeating the operations of the extracting
and the back-extracting to concentrate Li; and
a Li recovery step of carbonating Li in a Li con-
centrated solution obtained in the Li concentra-
tion step to recover the Li as lithium carbonate.

The method according to claim 1, wherein in the sol-
vent extraction in the Ni recovery step, a carboxylic
acid-based extracting agent is used for the second
extracted solution.

The method according to claim 1 or 2, further com-
prising a neutralization step of neutralizing the Li con-
centrated solution obtained in the Li concentration
step and recovering a residue of the Ni, prior to the
Li recovery step.

The method according to claim 3, wherein in the neu-
tralization step, a pH of the Li concentrated solution
is within a range of from 10 to 13.

A method for treating lithium ion battery scrap that
contains Li, Co, Al, Cu and Fe and does not contain
Ni, the method comprising carrying out a calcination
step, a crushing step and a sieving step in this order,
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and after the steps, the method comprising:

aleaching step of leaching the lithium ion battery
scrap by adding it to an acidic solution to leave
at least a part of Cu as a solid;

a Fe/Al removal step comprising allowing a
leached solution obtained in the leaching step
to pass through a Fe removal process for sep-
arating and removing Fe by addition of an oxi-
dizing agent and an Al removal process for sep-
arating and removing a part of Al by neutraliza-
tion in any order; wherein the pH in the Fe re-
moval process is from 3.0 to 4.0; wherein in the
Al removal process the pH is from 4.0 to 6.0 and
an oxidation-reduction potential, ORP vs Ag/Ag-
Cl, is from - 500mV to 100mV; and wherein
when the Fe removal process is carried out be-
fore the Al removal process, an oxidation-reduc-
tion potential, ORP vs Ag/AgCl, is from 500mV
to 1400mV, or;

when the Fe removal process is carried out after
the Al removal process, an oxidation-reduction
potential, ORP vs Ag/AgCl, is from 300mV to
900mV;

an Al/Mn extraction step of extracting a residue
of Al and Mn from a separated solution obtained
in the Fe/Al removal step by solvent extraction;
a Co recovery step of extracting and back-ex-
tracting Co from a first extracted solution ob-
tained in the Al/Mn extraction step by solvent
extraction and recovering the Co by electrolytic
winning;

a Li concentration step of extracting and back-
extracting, by solvent extraction, Li from a sec-
ond extracted solution obtained by the solvent
extraction in the Co recovery step and repeating
the operations of the extracting and the back-
extracting to concentrate Li; and

a Li recovery step of carbonating Li in a Li con-
centrated solution obtained in the Li concentra-
tion step to recover the Li as lithium carbonate.

The method according to any one of claims 1 to 5,
wherein the oxidizing agent used in the Fe removal
process in the Fe/Al step contains Mn.

The method according to any one of claims 1 to 6,
wherein in the leaching step, the acidic solution has
a pH of from 0 to 2 and an oxidation-reduction po-
tential, ORP vs Ag/AgCl, from -500 mV to 0 mV.

The method according to any one of claims 1 to 7,
wherein in the Al/Mn extraction step, an extracting
agent comprising a phosphate ester-based extract-
ing agent and an oxime-based extracting agent is
used for the separated solution.

The method according to any one of claims 1 to 8,



10.

1.

12.

17 EP 3 604 567 B1 18

wherein in the solvent extraction in the Co recovery
step, a phosphonate ester-based extracting agent is
used for the first extracted solution.

The method according to any one of claims 1 to 9,
wherein in the solvent extraction in the Li concentra-
tion step, an extracting agent comprising 2-ethyl-
hexyl 2-ethylhexylphosphonate or di-2-ethylhexyl-
phosphoric acid is used.

The method according to any one of claims 1 to 10,
wherein in the Li recovery step, the carbonating of
Liis carried out by adding a carbonate salt to or blow-
ing a carbon dioxide gas into the Li concentrated
solution.

The method according to any one of claims 1 to 11,
wherein in the Li recovery step, the lithium carbonate
is subjected to repulp washing and the carbon diox-
ide gas is blown, and impurities are then removed
by solid-liquid separation to purity the lithium carbon-
ate.

Patentanspriiche

1.

Verfahren zum Behandeln von Lithium-lonen-Batte-
rieschrott, der Li, Ni, Co, Mn, Al, Cu und Fe enthalt,
das Verfahren umfassend ein Ausfiihren eines Kal-
zinierungsschritts, eines Zerkleinerungsschritts und
eines Siebschritts in dieser Reihenfolge, und, nach
den Schritten, das Verfahren umfassend:

einen Auslaugungsschritt zum Auslaugen des
Lithium-lonen-Batterieschrotts durch Hinzufi-
gen dieses zu einer sauren Losung, um mindes-
tens einen Teil des Cu als einen Feststoff zu-
rickzulassen;

einen Fe/Al-Entfernungsschritt, umfassend ein
Erlauben einer ausgelaugten Ldsung, die in
dem Auslaugungsschritt erhalten wird, in belie-
biger Reihenfolge durch einen Fe-Entfernungs-
prozess zum Abtrennen und Entfernen von Fe
durch Hinzufligung eines Oxidationsmittels und
einen Al-Entfernungsprozess zum Abtrennen
und Entfernen eines Teils von Al durch Neutra-
lisierung hindurchzulaufen; wobei der pH-Wert
in dem Fe-Entfernungsprozess von 3,0 bis 4,0
betragt; wobei in dem Al-Entfernungsprozess
der pH-Wert von 4,0 bis 6,0 betragt und ein Re-
doxpotential, ORP vs. Ag/AgCI, von -500 mV bis
100 mV betragt; und wobei

wenn der Fe-Entfernungsprozess vor dem Al-
Entfernungsprozess ausgefihrt wird, ein Red-
oxpotential, ORP vs. Ag/AgCl, von 500 mV bis
1400 mV betragt, oder;

wenn der Fe-Entfernungsprozess nach dem Al-
Entfernungsprozess ausgefihrt wird, ein Red-
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oxpotential ORP vs. Ag/AgCI, von 300 mV bis
900 mV betragt;

einen Al/Mn-Extraktionsschritt zum Extrahieren
und Entfernen eines Riickstands von Al und Mn
aus einer getrennten Losung, die in dem Fe/Al-
Entfernungsschritt durch Losungsmittelextrakti-
on erhalten wurde;

einen Co-Ruickgewinnungsschritt zum Extrahie-
ren und Rickextrahieren von Co aus einer ers-
ten extrahierten Lésung, die in dem Al/Mn-Ex-
traktionsschritt durch Ldsungsmittelextraktion
erhalten wurde, und Rickgewinnen des Co
durch elektrolytische Gewinnung;

einen Ni-Rickgewinnungsschritt zum Extrahie-
ren und Ruckextrahieren, durch Lésungsmitte-
lextraktion, eines Teils von Ni aus einer zweiten
extrahierten Losung, die durch die Losungsmit-
telextraktion in dem Co-Riickgewinnungsschritt
erhalten wurde, und Zuriickgewinnen des Ni
durch elektrolytische Gewinnung;

einen Li-Konzentrationsschritt zum Extrahieren
und Ruckextrahieren, durch Lésungsmittelex-
traktion, eines Rickstands von Ni und Li aus
einer dritten extrahierten Losung, die durch die
Lésungsmittelextraktion in dem Ni-Rickgewin-
nungsschritt erhalten wurde, und Wiederholen
der Vorgange des Extrahierens und Rickextra-
hierens, um Li zu konzentrieren; und

einen Li-Riickgewinnungsschritt zum Karboni-
sieren von Li in einer konzentrierten Li-Losung,
die in dem Li-Konzentrationsschritt erhalten
wurde, um das Li als Lithiumcarbonat zurlickzu-
gewinnen.

Verfahren nach Anspruch 1, wobei in der LOsungs-
mittelextraktion in dem Ni-Rlickgewinnungsschritt
ein Extraktionsmittel auf Carbonsaurebasis fir die
zweite extrahierte LOsung verwendet wird.

Verfahren nach Anspruch 1 oder 2, ferner umfas-
send einen Neutralisierungsschritt zum Neutralisie-
ren der Li-Lésung, die in dem Li-Konzentrations-
schritterhalten wird, und Riickgewinnen eines Riick-
stands des Ni vor dem Li-Riickgewinnungsschritt.

Verfahren nach Anspruch 3, wobei in dem Neutrali-
sierungsschritt, ein pH-Wert der konzentrierten Li-
Lésung innerhalb eines Bereichs von 10 bis 13 liegt.

Verfahren zum Behandeln von Lithium-lonen-Batte-
rieschrott, der Li, Co, Al, Cu und Fe enthéalt und kein
Ni enthalt, das Verfahren umfassend das Ausfiihren
eines Kalzinierungsschritts, eines Zerkleinerungs-
schritts und eines Siebschritts in dieser Reihenfolge,
und nach den Schritten, das Verfahren umfassend:

einen Auslaugungsschritt zum Auslaugen des
Lithium-lonen-Batterieschrotts durch Hinzufi-
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gen dieses zu einer sauren Losung, um mindes-
tens einen Teil des Cu als einen Feststoff zu-
rickzulassen;

einen Fe/Al-Entfernungsschritt, umfassend ein
Erlauben einer ausgelaugten Ldésung, die in
dem Auslaugungsschritt erhalten wird, in belie-
biger Reihenfolge durch einen Fe-Entfernungs-
prozess zum Abtrennen und Entfernen von Fe
durch Hinzufligung eines Oxidationsmittels und
einen Al-Entfernungsprozess zum Abtrennen
und Entfernen eines Teils von Al durch Neutra-
lisierung hindurchzulaufen; wobei der pH-Wert
in dem Fe-Entfernungsprozess von 3,0 bis 4,0
betragt; wobei in dem Al-Entfernungsprozess
der pH-Wert von 4,0 bis 6,0 betragt und ein Re-
doxpotential, ORP vs. Ag/AgCI, von -500 mV bis
100 mV betragt; und wobei

wenn der Fe-Entfernungsprozess vor dem Al-
Entfernungsprozess ausgefihrt wird, ein Red-
oxpotential, ORP vs. Ag/AgCl, von 500 mV bis
1400 mV betragt, oder;

wenn der Fe-Entfernungsprozess nach dem Al-
Entfernungsprozess ausgefihrt wird, ein Red-
oxpotential ORP vs. Ag/AgCl, von 300 mV bis
900 mV betragt;

einen Al/Mn-Extraktionsschritt zum Extrahieren
eines Rickstands von Al und Mn aus einer ge-
trennten Losung, die in dem Fe/Al-Entfernungs-
schritt durch Lésungsmittelextraktion erhalten
wurde;

einen Co-Rickgewinnungsschrittzum Extrahie-
ren und Riickextrahieren von Co aus einer ers-
ten extrahierten Lésung, die in dem Al/Mn-Ex-
traktionsschritt durch Ldsungsmittelextraktion
erhalten wurde, und Rickgewinnen des Co
durch elektrolytische Gewinnung;

einen Li-Konzentrationsschritt zum Extrahieren
und Rickextrahieren, durch Lésungsmittelex-
traktion, von Li aus einer zweiten extrahierten
Lésung, die durch die Loésungsmittelextraktion
in dem Co-Ruckgewinnungsschritt erhalten
wurde, und Wiederholen der Vorgéange des Ex-
trahierens und Riickextrahierens, um Li zu kon-
zentrieren; und

einen Li-Rickgewinnungsschritt zum Karboni-
sieren von Li in einer konzentrierten Li-L6sung,
die in dem Li-Konzentrationsschritt erhalten
wurde, um das Li als Lithiumcarbonat zuriickzu-
gewinnen.

Verfahren nach einem der Anspriiche 1 bis 5, wobei
das Oxidationsmittel, das in dem Fe-Entfernungs-
prozess indem Fe/Al-Schritt verwendetwird, Mn ent-
halt.

Verfahren nach einem der Anspriiche 1 bis 6, wobei
in dem Auslaugungsschritt, die saure Losung einen
pH-Wert von 0 bis 2 und ein Redoxpotential, ORP
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12.

vs. Ag/AgClI, von -500 mV bis 0 mV aufweist.

Verfahren nach einem der Anspriiche 1 bis 7, wobei
in dem Al/Mn-Extraktionsschritt, ein Extraktionsmit-
tel, umfassend ein Extraktionsmittel auf Phospha-
testerbasis und ein Extraktionsmittel auf Oximbasis,
fur die getrennte L6sung verwendet wird.

Verfahren nach einem der Anspriiche 1 bis 8, wobei
in der Lésungsmittelextraktion in dem Co-Rickge-
winnungsschritt, ein Extraktionsmittel auf Phospho-
natesterbasis flr die erste extrahierte Lésung ver-
wendet wird.

Verfahren nach einem der Anspriiche 1 bis 9, wobei
in der L6sungsmittelextraktion in dem Li-Konzentra-
tionsschritt, ein Extraktionsmittel verwendet wird,
umfassend 2-Ethylhexyl-2-ethylhexylphosphonat
oder Di-2-ethylhexylphosphorsaure.

Verfahren nach einem der Anspriiche 1 bis 10, wobei
in dem Li-Rickgewinnungsschritt, das Karbonisie-
ren von Li durch Hinzufligen eines Karbonatsalzes
zu der konzentrierten Li-Lésung oder Einblasen ei-
nes Kohlendioxidgases in diese ausgefiihrt wird.

Verfahren nach einem der Anspriiche 1 bis 11, wobei
in dem Schritt der Li-Riickgewinnung, das Lithium-
carbonat einem Repulpen-Waschen unterzogen
wird und das Kohlendioxidgas ausgeblasen wird,
und Verunreinigungen dann durch Fest-Flissig-
Trennung entfernt werden, um das Lithiumcarbonat
Zu reinigen.

Revendications

Procédé de traitement des déchets de batteries au
lithium-ion contenant du Li, Ni, Co, Mn, Al, Cu et Fe,
le procédé comprenant la mise en oeuvre d’'une éta-
pe de calcination, d’'une étape de broyage et d’'une
étape de tamisage dans cet ordre, et apres les éta-
pes, le procédé comprenant :

une étape de lixiviation consistant a lixivier les
déchets de batteries au lithium-ion en les ajou-
tant a une solution acide pour laisser au moins
une partie du Cu sous forme solide ;

une étape d’élimination du Fe/Al comprenant le
fait de faire passer une solution lixiviée obtenue
lors de I'étape de lixiviation par un processus
d’élimination du Fe pour séparer et éliminer le
Fe par I'ajout d’'un agent oxydant et par un pro-
cessus d’élimination de I’Al pour séparer et éli-
miner une partie de I'Al par neutralisation, dans
n’'importe quel ordre ; dans lequel le pH dans le
processus d’élimination du Fe est compris entre
3,0 et 4,0 ; dans lequel, dans le processus d’éli-
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mination de I'Al, le pH est compris entre 4,0 et
6,0 et un potentiel d’oxydo-réduction, ORP, vis-
a-vis d’Ag/AgCl, est compris entre -500 mV et
100 mV ; et dans lequel

lorsque le processus d’élimination du Fe est mis
en oeuvre avant le processus d’élimination de
I'Al, un potentiel d’'oxydo-réduction, ORP, vis-a-
vis d’Ag/AgCl, est compris entre 500 mV et 1
400 mV, ou ;

lorsque le processus d’élimination du Fe est mis
en oeuvre aprés le processus d’élimination de
I'Al, un potentiel d’'oxydo-réduction, ORP, vis-a-
vis d’Ag/AgCl, est compris entre 300 mV et 900
mV ;

une étape d’extraction de I'Al/Mn consistant a
extraire et a éliminer un résidu d’Al et de Mn
d’'une solution séparée obtenue lors de I'étape
d’élimination du Fe/Al par extraction par
solvant ;

une étape de récupération du Co consistant a
extraire et a ré-extraire le Co d’'une premiére so-
lution extraite obtenue lors de I'étape d’extrac-
tion de I'Al/Mn par extraction par solvant et a
récupérer le Co par extraction électrolytique ;
une étape de récupération du Ni consistant a
extraire et a ré-extraire, par extraction par sol-
vant, une partie du Ni d’'une deuxiéme solution
extraite obtenue par I'extraction par solvant lors
de I'étape de récupération du Co et a récupérer
le Ni par extraction électrolytique ;

une étape de concentration du Li consistant a
extraire et a ré-extraire, par extraction par sol-
vant, un résidu de Ni et de Li d’une troisiéme
solution extraite obtenue par extraction par sol-
vant lors de I'étape de récupération du Ni et a
répéter les opérations d’extraction et de ré-ex-
traction pour concentrer le Li ; et

une étape de récupération du Li consistant a
carbonater le Li dans une solution concentrée
en Li obtenue lors de I'étape de concentration
du Li pour récupérer le Li sous forme de carbo-
nate de lithium.

Procédé selon la revendication 1, dans lequel, lors
de 'extraction par solvant dans I'étape de récupéra-
tion du Ni, un agent d’extraction a base d’acide car-
boxylique est utilisé pour la deuxieme solution ex-
traite.

Procédé selon la revendication 1 ou 2, comprenant
en outre une étape de neutralisation consistant a
neutraliser la solution concentrée en Li obtenue lors
de I'étape de concentration en Li et a récupérer un
résidu du Ni, avant I'étape de récupération du Li.

Procédé selon la revendication 3, dans lequel, lors
de I'étape de neutralisation, le pH de la solution con-
centrée en Li est compris entre 10 et 13.
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Procédé de traitement de déchets de batteries au
lithium-ion contenant du Li, Co, Al, Cu et Fe et ne
contenant pas de Ni, le procédé comprenant la mise
en oeuvre d’'une étape de calcination, d’'une étape
de broyage et d’'une étape de tamisage dans cet or-
dre, et apres les étapes, le procédé comprenant :

une étape de lixiviation consistant a lixivier les
déchets de batteries au lithium-ion en les ajou-
tant a une solution acide pour laisser au moins
une partie du Cu sous forme solide ;

une étape d’élimination du Fe/Al comprenant le
fait de faire passer une solution lixiviée obtenue
lors de I'étape de lixiviation par un processus
d’élimination du Fe pour séparer et éliminer le
Fe par I'ajout d’'un agent oxydant et par un pro-
cessus d’élimination de I’Al pour séparer et éli-
miner une partie de I'Al par neutralisation, dans
n’'importe quel ordre ; dans lequel le pH dans le
processus d’élimination du Fe est compris entre
3,0 et 4,0 ; dans lequel, dans le processus d’éli-
mination de I'Al, le pH est compris entre 4,0 et
6,0 et un potentiel d’oxydo-réduction, ORP, vis-
a-vis d’Ag/AgCl, est compris entre -500 mV et
100 mV ; et dans lequel

lorsque le processus d’élimination du Fe est mis
en oeuvre avant le processus d’élimination de
I’Al, un potentiel d’oxydo-réduction, ORP, vis-a-
vis d’Ag/AgCl, est compris entre 500 mV et 1
400 mV, ou ;

lorsque le processus d’élimination du Fe est mis
en oeuvre aprés le processus d’élimination de
I’Al, un potentiel d’oxydo-réduction, ORP, vis-a-
vis d’Ag/AgCl, est compris entre 300 mV et 900
mV ;

une étape d’extraction de I'Al/Mn consistant a
extraire un résidu d’Al et de Mn d’une solution
séparée obtenue lors de I'étape d’élimination du
Fe/Al par extraction par solvant ;

une étape de récupération du Co consistant a
extraire et a ré-extraire le Co d’'une premiére so-
lution extraite obtenue lors de I'étape d’extrac-
tion de I'Al/Mn par extraction par solvant et a
récupérer le Co par extraction électrolytique ;
une étape de concentration du Li consistant a
extraire et a ré-extraire, par extraction par sol-
vant, le Li d’'une deuxiéme solution extraite ob-
tenue par extraction par solvant lors de I'étape
de récupération du Co et a répéter les opéra-
tions d’extraction et de ré-extraction pour con-
centrer le Li ; et

une étape de récupération du Li consistant a
carbonater le Li dans une solution concentrée
en Li obtenue lors de I'étape de concentration
du Li pour récupérer le Li sous forme de carbo-
nate de lithium.

Procédé selon I'une quelconque des revendications
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1 a5, dans lequel I'agent oxydant utilisé dans le pro-
cessus d’élimination du Fe dans I'étape Fe/Al con-
tient du Mn.

Procédé selon I'une quelconque des revendications
1 a 6, dans lequel, lors de I'étape de lixiviation, la
solution acide a un pH compris entre 0 et 2 et un
potentiel d’oxydo-réduction, ORP, vis-a-vis d’Ag/Ag-
Cl, compris entre -500 mV et 0 mV.

Procédé selon I'une quelconque des revendications
1 a 7, dans lequel, lors de I'étape d’extraction de
I’Al/Mn, un agent d’extraction comprenant un agent
d’extraction a base d’ester de phosphate et un agent
d’extraction abase d’oxime estutilisé pour la solution
séparée.

Procédé selon I'une quelconque des revendications
1 a 8, dans lequel, lors de I'extraction par solvant
lors de I'étape de récupération du Co, un agentd’ex-
traction a base d’ester de phosphonate est utilisé
pour la premiéere solution extraite.

Procédé selon I'une quelconque des revendications
1a9, dans lequel lors de I'extraction par solvant lors
de I'étape de concentration du Li,un agent d’extrac-
tion comprenant du 2-éthylhexylphosphonate de 2-
éthyle ou de I'acide di-2-éthylhexylphosphorique est
utilisé.

Procédé selon I'une quelconque des revendications
1 a 10, dans lequel, lors de I'étape de récupération
du Li, la carbonatation du Li est effectuée en ajoutant
un sel de carbonate a la solution concentrée en Li
ou en y insufflant un gaz carbonique.

Procédé selon I'une quelconque des revendications
1 a 11, dans lequel, lors de I'étape de récupération
du Li, le carbonate de lithium est soumis a un lavage
par repulpage et le gaz de dioxyde de carbone est
insufflé, puis les impuretés sont éliminées par sépa-
ration solide-liquide pour purifier le carbonate de li-
thium.

10

15

20

25

30

35

40

45

50

55

13

24



EP 3 604 567 B1

FIG 1

Lithium lon Battery Scrap
U, N, Co, Min, AL Cu, Fe

Calcination Step

Crushing Step

Sieving Step }

Leaching Step | -~~~ Cu.

Fe/Al Removal Step - Fe, Al {partiall
Al/Min Extraction Step | oo ay (Residue), Mn
! Co Recovery S»mpé “se» Co
v
Ni Recovery Step |~~~ Ni [partiaily)

} Li Concentration Step I

} Neutralization Step f w7 M (Residue)

Li Recovery Step }

Lithium Carbonate

14



EP 3 604 567 B1
REFERENCES CITED IN THE DESCRIPTION
This list of references cited by the applicant is for the reader’s convenience only. It does not form part of the European

patent document. Even though great care has been taken in compiling the references, errors or omissions cannot be
excluded and the EPO disclaims all liability in this regard.

Patent documents cited in the description
e JP 2014162982 A [0007] e JP 2010180439 A [0010]

« JP 2016037661 A [0008] » JP 5706457 B [0010]
« JP 2013076112 A[0009]

15



	bibliography
	description
	claims
	drawings
	cited references

